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ABSTRACT: The generation of diasteromerically enriched secondary benzyl propargyl alcohols by the asymmetric addition 
of ortho‐sulfinylbenzyl carbanions to sulfonylacetylene derivatives via formation of Csp‐Csp3 bond is described. This reac‐
tion  proceeds  through  an  unusual  α‐attack  (anti‐Michael 
addition) of  the ortho‐sulfinylbenzyl  carbanions,  followed 
by elimination of the arylsulfonyl moiety. The scope of this 
alkynylation reaction is also discussed. Moreover, the devel‐
opment of a new approach for the synthesis of optically ac‐
tive tertiary benzylpropargyl alcohols is described, discuss‐
ing the possible stereocourse of the reaction so as the influ‐
ence of the ether 18‐crown‐6 and steric importance of acetylenic substituent. 
INTRODUCTION 
The asymmetric synthesis of secondary and tertiary al‐
cohols  continues  to be of  considerable  interest. The  im‐
portance thereof stems from their ubiquitous presence in 
natural products, pharmaceutical agents, and other biolog‐
ically active compounds.1  In addition, secondary and  ter‐
tiary alcohols are important substrates for a large number 
of subsequent transformations2 and starting materials for 
the synthesis of natural products.3
Several research groups have described the addition of 
diverse organometallic species to acetylenic aldehydes and 
ketones in the presence of asymmetric ligands, leading to 
enantiomerically enriched secondary and tertiary alcohols 
(equations a and b, Scheme 1). Two main approaches have 
been described  for  the  synthesis of  these  important pro‐
pargylic alcohols. One route  thereto  involves  the enanti‐
oselective reduction of the carbonyl moiety (equation a). 
Unfortunately, this synthesis is unpractical because of the 
limited  accessibility  and  stability  of  the  alkynyl  ketones 
(very reactive Michael acceptors).4 A more useful approach 
involves the enantioselective addition of alkyl acetylide an‐
ions to aldehydic or ketonic carbonyl groups5 (equation b, 
Scheme 1). A large number of catalytic systems have been 
developed for this addition reaction, including alkynyl zinc 
reagents, among others. Unfortunately, this approach is of‐
ten  associated with high  catalyst  loadings,  long  reaction 
times, and large reagent excesses.6 Most of these methods 
also require the use of transition metals for the formation 
of  the Csp‐Csp3 bond, which  is often  considered  to be  a 
handicap  by  pharmaceutical  companies,  especially  for 
large‐scale syntheses.7
In 2012, we  reported  that organolithium  reagents un‐
derwent an unexpected addition to the carbon atom alpha 
to the sulfonyl moiety of arylsulfonylacetylenes (anti‐Mi‐
chael addition) with subsequent beta elimination of  lith‐
ium  arylsulfinate  to  generate  disubstituted  acetylenes.8
This transition metal free process occurred with both alkyl 
and aryl  lithium reagents. The purpose of this work  is to 
describe the extension of this methodology to the synthesis 
of  secondary and  tertiary propargylic alcohols beginning 
2with  the  carbanion derived  from  the optically pure pro‐
tected o‐(p‐tolylsulfinyl)benzyl  alcohols9  shown  in  equa‐
tion c, Scheme  1.  In addition, we describe conditions  for 
removal of the alcohol protecting group as well as the tol‐
ylsulfinyl moiety from some of the products. 
Scheme 1. Previous work and present work described in this 
communication (PG = protecting group).  
RESULTS AND DISCUSSION 
Our  studies  started  with  optically  pure  (S)‐2‐p‐tol‐
ylsulfinyl benzyl alcohol in which the hydroxyl moiety was 
masked with various protecting groups  (1a‐1a´´, Table  1). 
The benzylic anions derived therefrom with various bases 
were reacted with phenyl‐p‐tolylsufonylacetylene 2a in tet‐
rahydrofuran  at  –78  0C.  The  data  presented  in  Table  1 
showed that the methoxymethyl (MOM) protecting group 
gave the most desirable result in terms of product yield and 
diastereoisomeric ratio, but only using LDA as deprotonat‐
ing  base  (entry  1).  The methyl  and  the  TBDMS  showed 
good reactivity, but the observed diastereomeric ratio was 
moderated  (3a’  and  3a’’,  entries  2  and  3).  Interestingly, 
metalation of the MOM protected compound 1a with lith‐
ium or potassium hexamethyldisilazide did not generate 
the desired product, probably because of metalation of 1a 
failed to occur.10 
The lithiated compound 1a, generated under the opti‐
mized conditions shown in Table 1, was then reacted with 
various arylsulfonylacetylenes 2a‐h (Table 2). The reaction 
was successful for different aromatic groups, with electron‐
withdrawing groups such as 3,5‐bis(trifluoromethyl), and 
4‐Cl (entries 2 and 3) and with electron donating groups 
such as 4‐CH3O (entry 4). The use of heterocycles, such as 
the thienyl group, was also compatible (entry 5), and the 
use of bulkier aromatic groups  like naphthyl afforded al‐
kyne 3f with good yield and diastereoselectivity (entry 6). 
When  the  reaction was  carried out with  acetylenes  con‐
taining an alkyl chain (entry 7), only starting material was 
found, maybe due to the competitive deprotonation of the 
propargylic position.11 The result with the TIPS‐sulfone 2h 
is noteworthy in terms of both chemical and optical yield 
because of the expected facile removal of this moiety and 
easy transformation to alkyl‐alkyne derivatives. 
Table  1. Screening of different protecting groups  for 
the alkynylation process.a 
a All reactions were performed on a 0.1 mmol scale in 4 mL of 
THF and stopped after 1 h. b Determined by H‐NMR. c Yields 
of pure major diastereomer after flash chromatography. PG = 
protecting group. 
Table 2. Scope  in the synthesis of secondary alcohol 
derivatives 3.a  
a All reactions were performed on a 2.73 mmol scale in 10 mL 
of THF and stopped after 1 h. b Determined by H‐NMR. c Yields 
of pure major diastereomer after flash chromatography.
Entry PG Base d.r.b Yield (%)c
1 MOM LDA >98:<2 68-3a
2 Me LDA 66:33 45-3a´
3 TBDMS LDA 91:9 60-3a´´
4 MOM KHMDS -- --
5 MOM LHMDS -- --
Entry 2 (R1) d.r.b Yield (%)c 
1 Ph >98:<2 68-3a
2 3,5-(CF3)2-C6H3 92:8 62-3b
3 4-Cl-C6H4 92:8 45-3c
4 4-CH3O-C6H4 96:4 68-3d
5 3-Thienyl >98:<2 50-3e
6 1-Naphthyl 97:3 60-3f
7 n-Bu n.r. - 
8 TIPS >98:<2 65-3h
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Given the increased acidity of the benzylic hydrogen of 
the alkynylated compounds 3 compared with 1, we studied 
the alkylation of 3a with benzyl bromide after deprotona‐
tion with strong bases (Table 3), giving access to tertiary 
centers.12 The use of LDA as the base did indeed generate 
the corresponding product mixture with modest efficiency 
and diastereoselectivity (entry 1). This alkylation reaction 
was not successful when LHMDS was used as base. How‐
ever, KHMDS was especially efficient in terms of yield and 
diastereoselectivity in the presence of 18‐crown‐6 as an ad‐
ditive (entry 2). These conditions were then utilized for the 
remaining procedures shown  in Table 3. The reaction al‐
lowed usage of different groups at the alkylating reagents. 
Therefore, methoxy group at the benzyl reagent (4b) gave 
tertiary center 5b with excellent yield and good diastereo‐
isomeric ratio (entry 3). The use of a p‐nitrile group at the 
benzyl reagent (4c) allowed the synthesis of 5c with a com‐
pleted  chemoselectivity  (CN  vs ArCH2Br)  and  good  dia‐
stereoselectivity (entry 4). Other propargylic starting ma‐
terials 3 were used, allowing the synthesis of the p‐meth‐
oxybenzyl group (5d) with moderate selectivity (entry 5).  
Table 3. Scope in the synthesis of tertiary alcohol deriva‐
tives 5.a 
 
a All reactions were performed on a 0.1 mmol scale in 4 mL of THF 
and stopped after  1 h. b Determined by H‐NMR.  c Yields of pure 
major diastereomer after flash chromatography d In this case, LDA 
was used as a base. e Yields of inseparable diastereomeric mixture 
after flash chromatography f This reaction was carried out without 
18‐crown‐6 and with MeI as electrophile. 
The  exceptional  diastereoselectivity  observed  for  the 
alkylation of TIPS  substituted 3h with m‐methoxybenzyl 
bromide is noteworthy (entry 6). The use of other electro‐
philes like propargyl and allyl bromides, allowed the syn‐
thesis of 1,5 diyne 5f and 1,5 enyne 5g, respectively (entries 
7  and 8) with moderate diastereoselectivity.  In  addition, 
the alkylation reaction with methyl  iodide (entry 9)  is of 
considerable  interest and significance, because of the ex‐
istence of previous evidence reporting failure on this kind 
of reaction.8d When 3h underwent the alkylation reaction 
with 1‐bromo‐2‐butyne as electrophile, the diastereoselec‐
tivy dramatically increased from 55:45 to 91:9 (compare en‐
tries 7 and 10, Table 3).  
Aiming to obtain secondary benzylpropargyl alcohols, 
we  proceeded  to  remove  the  protecting  group.  Classic 
cleavage of MOM group involves strong acidic conditions, 
however, being a secondary benzylpropargyl alcohol,  the 
possibility to undergo an elimination reaction through loss 
of water was very high.13 Two methodologies under mild 
conditions were successfully used,14 in both cases the reac‐
tion proceeded with good yields. The absolute configura‐
tion of compounds 3 were determined by X‐ray analysis of 
a crystal of 6a (bottom‐right, Scheme 2) and for the rest of 
compounds  3 we assumed  the  same  stereochemical out‐
come (SS, 1R).15 
 
Scheme 2. Deprotection of secondary alcohols 6 and ORTEP 
view of 6a (ellipsoids shown at the 50% probability level). 
Our group has previously explained the stereochemical 
results obtained in these reactions.9 The carbanion of TS‐1 
would  result  in  the deprotonation of compound  1, using 
LDA as base, which has previously associated to the sulfi‐
nyl oxygen. According to the theoretical calculations,9c the 
benzylcarbanion just formed should adopt the structure of 
TS‐1  (Scheme  3),  stabilized  by  a  hydrogen  bond  formed 
with the nitrogen of the iPr2NH, which also acts as a ligand 
of the lithium cation. Then, the approach of the sulfone to 
the re face, being the si face hindered by the amine system, 
(TS‐2) would result in the formation of diastereoisomers 3, 
with R configuration at the propargylic carbon. 
Entry 3 (R1) 4 (R2) d.r.b Yield (%)c 
1d Ph Ph 60:40 25-5a/5a´ 
2 Ph Ph 80:20 56-5a/5a´ 
3 Ph m-MeO-C6H4 80:20 68-5b/5b´ 
4 Ph p-CN-C6H4 86:14 71-5c/5c´ 
5 p-MeO-C6H4 Ph 70:30 50-5d/5d´ 
6 TIPS m-MeO-C6H4 >98:<2 51-5e 
7 Ph  -CC-CH3 55:45 52-5f/5f´e 
8 Ph  CH=CH2 70:30 64-5g/5g´e 
9f Ph H 80:20 56-5h/5h´
10 TIPS -CC-CH3 91:9 66-5i/5i´ 
 
 
 
 
Scheme 3. Proposed mechanism for the monoalkylation of 1.  
We then  focused our attention  in  transformations on 
tertiary  alcohol  derivatives  5. Desulfinylated  compounds 
7a and 7b were obtained under smooth conditions by re‐
action with t‐BuLi (top Scheme 4). As one of our final goals, 
we performed the cleavage of the MOM group to get the 
tertiary benzylpropargyl alcohols 8 and 9 (bottom, Scheme 
4). Therefore, compounds 5a and 5b were deprotected un‐
der standard conditions to produce 8a and 8b, followed by 
treatment with  t‐BuLi,  rendering  the  desulfinated  prod‐
ucts 9a and 9b in good yields. The absolute configuration 
of major diastereoisomers 5 was obtained by comparison of 
optical rotation values of 8b and 9b with those reported in 
the literature,6,16 establishing as (Ss,S) and (R), respectively 
(see experimental section for further details). Taking into 
account the similarities in 1H and 13C NMR chemical shifts 
and optical rotation values of compounds 5, we assumed a 
similar stereochemical outcome for all tertiary alcohols. 
Scheme 4. Desulfinylation and deprotection of tertiary alco‐
hols derivatives 5.  
The results obtained in the synthesis of tertiary alcohols 
derivatives 5 are similar to those reported for the alkylation 
reactions of similar carbanions,17 which suggests a similar 
stereocourse. This result is not compatible with the control 
by chelation model as it was in TS‐1 and TS‐2 (see Scheme 
3), which  is  in  this  latter  case  in  the presence  of  crown 
ether.  The  naked  carbanion  formed  with  KHMDS/18‐
crown‐6  ether  (K  should  be  sequestered  by  the  crown 
ether) will adopt  the planar sp2 structures TS‐3 and TS‐4 
depicted  in Scheme 5. The sulfinyl group adopts an anti‐
arrangement  with  respect  to  the  carbanionic  carbon, 
adopting the most stable conformation form from the elec‐
trostatic point of view. Whereas the conformation towards 
the  carbanionic  carbon  must  be  controlled  by  steric 
ground, where  the  lone electron pair may  interact either 
with  the  triple  bond  (TS‐3)  or with  the methoxymethyl 
group  (TS‐4). The approach of  the electrophile  from  the 
upper  face of carbanion TS‐3 and TS‐4,  is clearly  favored 
because  its  steric  interactions with  the p‐tolyl group  are 
avoided. The delicate steric balance between TS‐3 and TS‐
4  (SOTol/CC‐R1  vs  SOTol/MOM)  induces  a  significant 
change  in  the  final observed  stereochemistry. Therefore, 
when a phenyl ring was tested as substituent of the triple 
bond (entries 2‐4, Table 3), there were found diastereose‐
lectivity  values  near  to  80:20. However, when  a  bulkier 
group, such as TIPS (entries 6 and 10) was used, the higher 
interaction between the triple bond and the sulfinyl moi‐
ety, causes an equilibria displacement to the intermediate 
conformer TS‐4, increasing diastereoselectivity (entries 6, 
d.r. >98:<2 and 10, d.r. 91:9).  
 
Scheme 5. Proposed mechanism for the monoalkylation of 3. 
 
CONCLUSIONS 
In conclusion, we demonstrated that an umpolung be‐
tween  an ortho‐sulfinylated benzyl  carbanion  as nucleo‐
phile and an arylsulfonylacetylene as electrophile,  repre‐
sents an attractive approach for the generation of diaster‐
omerically  pure  secondary  benzyl  propargyl  alcohols. 
Moreover, we have taken advantage of the great stability of 
the sp2 benzylpropargyl carbanion generated, allowing us 
to introduce in a stereocontrolled procedure allyl, benzyl 
and propargyl moieties in moderate and good yields. This 
is a transition metal‐free procedure, and the wide range of 
electrophiles that can be used, represent the possibility of 
synthesizing compounds that are potential pharmaceutical 
intermediates. Also, a rational explanation for the stereo‐
chemical  results  of  the  reactions  based  on  the  obtained 
data was presented.  
 
EXPERIMENTAL SECTION 
General considerations: All moisture-sensitive reactions were 
carried out in flame-wired glassware equipped with rubber 
septa under a positive pressure of argon and monitored by TLC. 
Flash chromatography was performed with silica-gel 60 (230-
 
 
 
400 mesh ASTM). Melting points were determined in open ca-
pillary tubes and are uncorrected. The optical rotations were 
measured at room temperature (concentration in g/100 mL). 
The NMR spectra were acquired in CDCl3 solutions at 300 and 
75 MHz for 1H and 13C NMR, respectively. J values are given 
in hertz. The diastereomeric excesses were determined by 300 
MHz 1H NMR spectroscopy. The mass spectra were obtained 
on a JEOL-JMS-T100LC and JEOL-JMS-700 apparatus. All 
described compounds were over 97% pure by NMR analysis. 
 
(S)-1-((Methoxymethoxy)methyl)-2-(p-tolylsulfinyl)ben-
zene 1a.  
Method A: To a stirred solution of (S)-(2-(p-tolylsulfinyl)phe-
nyl)methanol 118 (500 mg, 1.64 mmol, 1 equiv) in dry dichloro-
methane (20 mL) at 0 ºC, DIPEA (0.88 mL, 4.92 mmol, 3 
equiv), NaI (50 mg, 0.328 mmol, 0.2 equiv) and MOMCl (0.186 
mL, 2.46 mmol, 1.5 equiv) were added successively. The result-
ing mixture was stirred at rt for 10 h. Then, a saturated solution 
of NaHCO3 (15 mL) was added and the reaction was neutralized 
with a solution of 10% AcOH (10 mL). The organic phase was 
dried (Na2SO4) and concentrated. The residue was purified by 
flash column chromatography using EtOAc/hexane 1:4 as elu-
ent to produce 1a as a colorless oil (483 mg, 82%).  
Method B: To a stirred solution of 1-bromo-2-[(methoxymeth-
oxy)methyl]benzene (2.2 g, 9.52 mmol, 1.1 equiv) in THF (200 
ml) at -78 ºC under argon atmosphere, was added a solution 2M  
in hexanes of n-BuLi (4.76 mL, 9.52 mmol, 1.1 equiv). After 
40 min, a solution of (S)-menthyl sulfinate (2.54 g, 8.65 mmol, 
1 equiv) in THF (50 mL) was added via cannula. When the re-
action was completed (30 min), the mixture was hydrolyzed 
with saturated aqueous NH4Cl (20 mL) at -78 ºC and extracted 
with CH2Cl2 (3 x 50 mL). The organic layer was washed with 
brine, dried (Na2SO4) and the solvent was removed under re-
duced pressure. The residue was purified by flash column chro-
matography eluting with EtOAc/hexane 3:7 to produce 1a 
(61%). 
Prepared through method A. [D20 -175 (c 0.5, acetone); 1H 
[]D20 -114.7 (c 4.0, CHCl3); 1H NMR (300 MHz, CDCl3): δ 
7.95 (dt, J 7.1 and 1.3 Hz, 1H), 7.56 – 7.51 (m, 2H), 7.43 (dd, J 
4.3 and 1.4 Hz, 3H), 7.25 – 7.18 (m, 2H), 4.70 (d, J 5.9 Hz, 2H), 
4.65 (d, J 1.8 Hz, 2H), 3.37 (s, 3H), 2.32 (s, 3H); 13C NMR  (75 
MHz, CDCl3): δ 143.9, 141.6, 141.0, 135.6, 130.8, 129.6, 128.9, 
125.3, 125.3, 125.0, 95.6, 65.4, 55.4, 21.0; HRMS (ESI-TOF) 
m/z: [M+H]+ Calcd. for C16H19O3S 291.1054; Found 291.1054.  
 
General Procedure for the Alkynylation Reactions. 
Over a solution of LDA previously prepared from n-BuLi (2M 
in hexanes, 1.2 equiv) and diisopropylamine (2.2 equiv) in THF 
(10 mL) at -78 ºC, a solution of sulfoxide 1a (1 equiv) in THF 
(10 mL) was added. After 20 min, a solution of corresponding 
sulfone 2 (1.1 equiv) in THF (10 mL) was added via cannula. 
When the reaction was complete (TLC), a saturated aqueous 
NH4Cl (10 mL) was added and the mixture was extracted with 
CH2Cl2 (3 x 20 mL). The organic extract was washed with 
brine, dried (Na2SO4) and the solvent was removed under re-
duced pressure. The residue was purified by flash column chro-
matography using as eluent a mixture of EtOAc/hexane as indi-
cate in each case, to produce 3. 
 
 (R,SS)-1-(1-(Methoxymethoxy)-3-phenylprop-2-ynyl)-2-(p-
tolylsulfinyl)benzene 3a. The product was obtained as single 
diasteromer following the standard procedure from 1a (200 mg, 
0.69 mmol) and sulfone 2a19 and was purified by flash column 
chromatography using a mixture of EtOAc/hexane 5:95 as elu-
ent. Yellow oil (183 mg, 68% yield, d.r. >98:<2). 
[ D20 -190.8 (c 2.0, CHCl3); 1H NMR (300 MHz, CDCl3): δ 
8.03-7.96 (m, 1H), 7.78-7.72 (m, 1H), 7.60-7.49 (m, 4H), 7.36-
7.23 (m, 5H), 7.18 (d, J 8.3 Hz, 2H), 6.04 (s, 1H), 5.09 and 4.69 
(AB system, 2H), 3.46 (s, 3H), 2.28 (s, 3H); 13C NMR (75 MHz, 
CDCl3): δ 143.6, 142.3, 141.5, 137.2, 131.9, 131.6, 130.1, 130.0 
128.9, 128.4, 128.3, 125.8, 125.3, 122.1, 94.1, 88.2, 85.9, 63.7, 
56.3, 21.4; HRMS (ESI-TOF) m/z: [M+H]+ Calcd. for 
C24H23O3S 391.1368; Found 391.1379. 
 
(R,SS)-1-(3-(Methoxymethoxy)-3-(2-(p-
tolylsulfinyl)phenyl)prop-1-ynyl)-3,5-bis(trifluorome-
thyl)benzene 3b. The product was obtained as single diastere-
omer following the standard procedure from 1a (180 mg, 0.62 
mmol) and sulfone 2b8b and was purified by preparative thin 
layer chromatography using a mixture of EtOAc/hexane 5:95 as 
eluent. Colorless oil (202 mg, 62% yield, d.r. 98:2). This prod-
uct is photo sensible and must be kept in the dark. 
1H NMR (300 MHz, CDCl3): δ 8.03-7.89 (m, 2H), 7.71 (s, 1H), 
7.58-7.40 (m, 4H), 7.32 (d, J 8.1 Hz, 2H), 6.83 (s, 1H), 6.76 (dd, 
J 7.9 and 1.2 Hz, 2H), 4.87 and 4.63 (AB system, 2H), 3.27 (s, 
3H), 2.42 (s, 3H); 13C NMR (75 MHz, CDCl3): δ 151.3, 145.7, 
143.7, 142.6, 140.3, 136.5, 134.9, 134.3, 131.9, 131.0, 130.52, 
q 129.76, 128.3, 126.2, 125.8, 100.4, 91.1, 83.8, 73.8, 56.1, 
21.47. 
 
(R,SS)-1-(3-(4-Chlorophenyl)-1-(methoxymethoxy)prop-2-
ynyl)-2-(p-tolylsulfinyl)benzene 3c. The product was obtained 
as single diastereomer following the standard procedure from 
1a (200 mg, 0.69 mmol) and sulfone 2c20 and was purified by 
preparative thin layer chromatography using a mixture of 
EtOAc/hexane 1:9 as eluent. Colorless oil (131 mg, 45% yield, 
d.r. 98:2). 
[]D20 -170.0 (c 2.7, CHCl3); 1H NMR (300 MHz, CDCl3): δ 
8.07 (t J 1.8 Hz, 1H), 8.02-7.95 (m, 3H), 7.76-7.68 (m, 2H), 
7.32 (d, J 8.1 Hz, 2H), 7.19 (d, J 4 Hz, 4H) 6.00 (s, 1H), 5.08 
and 4.68 (AB system, 2H), 3.45 (s, 3H), 2.42 (s, 3H); 13C NMR 
(75 MHz, CDCl3): δ 143.5, 142.1, 141.3, 133.0, 131.5, 130.0, 
129.9, 129.8, 128.6, 128.2, 125.8, 125.7, 125.4, 124.1, 120.5, 
100.2, 94.0, 86.9, 63.7, 56.2, 23.2; HRMS (ESI-TOF) m/z: 
[M+H]+ Calcd. for C24H22ClO3S 425.0978; Found 425.0979. 
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(R,SS)-1-(1-(Methoxymethoxy)-3-(4-methoxyphenyl)prop-
2-ynyl)-2-(p-tolylsulfinyl)benzene 3d. The product was ob-
tained as single diastereomer following the standard procedure 
from 1a (235 mg, 0.81 mmol) and sulfone 2d19 and was purified 
by flash column chromatography using a mixture of 
EtOAc/hexane 1:9 as eluent. White solid (232 mg, 68% yield, 
d.r. 96:4). 
[]D20 -196.0 (c 2.7, CHCl3); 1H NMR (300 MHz, CDCl3): δ 
8.02-7.93 (m, 1H), 7.76-7.70 (m, 1H), 7.62-7.46 (m, 4H), 7.26 
(dd, J 7.9 and 6.2 Hz, 2H), 7.18 (d, J 8.0 Hz, 2H), 6.80 (dd, J 
9.3 and 2.3 Hz, 2H), 6.03 (s, 1H), 5.09 and 4.68 (AB system, 
2H), 3.79 (s, 3H), 3.46 (s, 3H), 2.29 (s, 3H); 13C NMR (75 MHz, 
CDCl3): δ 159.9, 143.6, 142.2, 141.3, 137.3, 133.3, 131.5, 
129.9, 129.8, 128.2, 125.7, 125.4, 125.2, 113.8, 93.9, 88.2, 84.5, 
63.8, 56.2, 55.3, 21.3; HRMS (ESI-TOF) m/z: [M+H]+ Calcd. 
for C25H25O4S 421.1473; Found 421.1469. 
 
(R,SS)-3-(3-(Methoxymethoxy)-3-(2-(p-
tolylsulfinyl)phenyl)prop-1-ynyl)thiophene 3e. The product 
was obtained as single diastereomer following the standard pro-
cedure from 1a (240 mg, 0.82 mmol)and sulfone 2e19 and was 
purified by preparative thin layer chromatography using a mix-
ture of EtOAc/hexane 1:9 as eluent. Yellow oil (164 mg, 50% 
yield, d.r. >98:<2). 
[ D20 -100 (c 1.1, CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.02 
– 7.96 (m, 1H), 7.76 – 7.71 (m, 1H), 7.61 – 7.48 (m, 4H), 7.38 
(dd, J 3.0 and 1.2 Hz, 1H), 7.29 – 7.16 (m, 3H), 7.01 (dd, J 5.0 
and 1.2 Hz, 1H), 6.03 (s, 1H), 5.08 and 4.68 (AB system, 2H), 
3.46 (s, 3H), 2.30 (s, 3H); 13C NMR (75 MHz, CDCl3): δ 143.5, 
142.1, 141.3, 137.0, 131.5, 129.9, 129.7, 129.6, 128.1, 125.6, 
125.3, 94.0, 85.5, 83.3, 63.7, 56.2, 21.3; HRMS (ESI-TOF) m/z: 
[M+H]+ Calcd. for C22H21O3S2 397.0932; Found 397.09468. 
 
 (R,SS)-2-(3-(Methoxymethoxy)-3-(2-(p-
tolylsulfinyl)phenyl)prop-1-ynyl)naphthalene 3f. The prod-
uct was obtained as single diastereomer following the standard 
procedure from 1a (200 mg, 0.69 mmol)and sulfone 2f21 and 
was purified by crystallization from hexane-CH2Cl2. White 
solid (162 mg, 60% yield, d.r. 97:3). 
[]D20 -208.4 (c 0.5, CHCl3); 1H NMR (300 MHz, CDCl3): δ 
8.07-7.98 (m, 1H), 7.84 (s, 1H), 7.82-7.70 (m, 4H), 7.63-7.53 
(m, 4H), 7.48 (dq, J 7.5 and 4.2 Hz, 2H), 7.35 (dd, J = 8.3 and 
1.7 Hz, 1H), 7.18 (d, J 7.9 Hz, 2H), 6.09 (s, 1H), 5.13 and 4.72 
(AB system, 2H), 3.48 (s, 3H), 2.24 (s, 3H); 13C NMR (75 MHz, 
CDCl3): δ 143.5, 142.2, 141.4, 137.1, 133.0, 132.8, 131.9, 
131.6, 129.9, 128.2, 127.9, 127.7, 126.9, 126.6, 125.8, 125.2, 
119.2, 94.1, 88.4, 86.1, 63.7, 56.3, 21.3; HRMS (ESI-TOF) m/z: 
[M+H]+ Calcd. for C28H25O3S 441.1524; Found 441.1524. 
 
(R,SS)-Triisopropyl(3-(methoxymethoxy)-3-(2-(p-
tolylsulfinyl)phenyl)prop-1-ynyl)silane 3h. The product was 
obtained as single diastereomer following the standard proce-
dure from 1a (220 mg, 0.75 mmol)and sulfone 2h22 and was 
purified by flash column chromatography using a mixture of 
EtOAc/hexane 1:9 as eluent. Yellow oil (232 mg, 65% yield, 
d.r. >98:<2). 
[]D20 -233.7 (c 0.8, CHCl3); 1H NMR (300 MHz, CDCl3): δ 
7.98-7.89 (m, 1H), 7.78-7.68 (m, 1H), 7.57-7.45 (m, 4H), 7.26-
7.15 (m, 2H), 5.87 (s, 1H), 5.10 and 4.65 (AB system, 2H), 3.44 
(s, 3H), 2.33 (s, 3H), 1.01-0.98 (m, 21H); 13C NMR (75 MHz, 
CDCl3): δ 143.5, 142.4, 141.4, 137.0, 131.5, 130.1, 128.8, 
125.5, 124.8, 103.6, 93.9, 90.0, 63.4, 56.3, 21.4, 18.6, 11.2; 
HRMS (ESI-TOF) m/z: [M+H]+ Calcd. for C27H39O3SSi 
471.2311; Found 471.2300. 
 
General Procedure for the Quaternization of Sulfoxides 3.  
 
To a stirred solution of the protected alcohol 3 (50 mg, 0.23 
mmol, 1 equiv) and 18-crown-6 ether (1.3 equiv, when was nec-
essary) in THF (6 mL) at -78 ºC under argon atmosphere, 
KHMDS (1 M in THF) (280 μL, 1.2 equiv) was added. After 10 
min a solution of alkyl bromide 4 (0.3 mmol, 1.4 equiv) in THF 
(2 mL) was added. When the reaction was complete (TLC), a 
saturated aqueous NH4Cl was added and the mixture was ex-
tracted with CH2Cl2. The organic phase was dried (Na2SO4) and 
evaporated under vacuum. The residue was purified by flash 
column chromatography using a mixture of EtOAc/hexane as 
eluent. 
 
(S,SS)-(3-(Methoxymethoxy)-3-(2-(p-
tolylsulfinyl)phenyl)but-1-yne-1,4-diyl)dibenzene 5a/5a´. 
The product was obtained as 80:20 diastereomeric mixture fol-
lowing the standard procedure from 3a and benzyl bromide 4a 
and was purified by preparative thin layer chromatography us-
ing a mixture of EtOAc/hexane 15:85 as eluent.  
 
Major diastereomer: Yellow oil (46 mg, 56% yield) [α]D20 -
211 ( c 0.5, CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.20 (dd, J 
8.4 and 1.3 Hz, 1H), 7.64 (d, J 7.0 Hz, 1H), 7.60-7.47 (m, 2H), 
7.46-7.25 (m, 6H), 7.25-7.13 (m, 6H), 7.07-6.96 (m, 2H), 5.08 
and 5.02 (AB system, 2H), 3.37 (s, 3H), 3.06 and 2.85 (AB sys-
tem, 2H), 2,32 (s, 3H); 13C NMR (75 MHz, CDCl3): δ 143.8, 
143.7, 140.62, 140.00, 135.2, 131.6, 131.0, 129.9, 129.6, 129.3, 
129.0, 128.6, 128,4, 127.5, 126.9, 126.7, 126.3, 121.9, 93.3, 
92.31, 86.7, 82.8, 55.4, 49.4, 21.3. HRMS (ESI-TOF) m/z: 
[M+H]+ Calcd. for C31H29O3S 481.1837; Found 481.1827. 
Minor diastereomer: Yellow oil (11 mg, 14% yield); 1H NMR 
(300 MHz, CDCl3): δ 8.24 (dd, J = 8.2 and 1.4 Hz, 1H), 7.62-
7.53 (m, 2H), 7.52-7.44 (m, 3H), 7.41-7.30 (m, 4H), 7.27-7.18 
(m, 3H), 7.17-7.07 (m, 3H), 7.03-6.95 (m, 2H), 5.30 and 4.40 
(AB system, 2H), 3.76 and 3.69 (AB system, 2H), 3.35 (s, 3H), 
2.36 (s, 3H); 13C NMR (75 MHz, CDCl3): δ 143.6, 143.5, 
141.42, 140.00, 136.9, 131.6, 131.4, 129.2, 129.1, 129.0, 128.9, 
128.6, 128,3, 127.4, 126.8, 126.6, 126.2, 122.0, 93.5, 93.0, 86.5, 
82.6, 55.2, 49.2, 21.1.  
 
(S,SS)-1-(2-(Methoxymethoxy)-1-(3-methoxyphenyl)-4-
phenylbut-3-yn-2-yl)-2-(p-tolylsulfinyl) benzene 5b/5b´. The 
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product was obtained as 80:20 diastereomeric mixture  follow-
ing the standard procedure from 3a and 3-methoxybenzyl bro-
mide 4b and was purified by preparative thin layer chromatog-
raphy using a mixture of EtOAc/hexane 15:85 as eluent.  
Major diastereomer: Yellow oil (44 mg, 68% yield), [α]D20 -
261 (c 0.5, CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.20 (dd, J 
8.1 and 1.6 Hz, 1H), 7.60 -7.49 (m, 4H), 7.41-7.33 (m, 1H), 7.32 
- 7.16 (m, 8H), 7.08 (q, J  7.3 and 6.7 Hz, 1H), 6.79-6.72 (m, 
1H), 6.61 (d, J 7.5 Hz, 1H), 6.53 (dd, J 2.7 and 1.5 Hz, 1H), 
5.11 and 5.04 (AB system, 2H), 3.65 (s, 3H), 3.40 (s, 3H), 3.05 
and 2.83 (AB system, 2H), 2.33 (s, 3H); 13C NMR (75 MHz, 
CDCl3): δ 158.8, 143.3, 142.9, 141.3, 141.0, 136.9, 131.5, 
130.3, 129.7, 129.1, 128.8, 128.7, 128.3, 128.3, 127.1, 126.7, 
123.6, 121.9, 116.5, 112.8, 94.1, 91.2, 88.2, 80.6, 56.6, 55.0, 
50.1, 21.4; HRMS (ESI-TOF) m/z: [M+H]+ Calcd. for 
C32H31O4S 511.1943; Found 511.1941.  
 
(S,SS)-4-(2-(Methoxymethoxy)-4-phenyl-2-(2-(p-
tolylsulfinyl)phenyl)but-3-ynyl)benzonitrile 5c/5c´. The 
product was obtained as 86:14 diasteromeric mixture  following 
the standard procedure from 3a and 4-(bromomethyl)benzo-
nitrile 4c and was purified by preparative thin layer chromatog-
raphy using a mixture of EtOAc/hexane 15:85 as eluent.  
Major diastereomer: Yellow oil (46 mg, 71% yield), [α]D20 -
272 (c, 2.5, CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.16 (dd, J 
8.2 and 1.4 Hz, 1H), 7.60-7.45 (m, 7H), 7.41 (td, J 7.4 and 1.4 
Hz, 1H), 7.35-7.29 (m, 1H), 7.29-7.14 (m, 7H), 5.08 and 5.02 
(AB system, 2H), 3.36 (s, 3H), 3.15 and 3.00 (AB system, 2H), 
2.34 (s, 3H); 13C NMR (75 MHz, CDCl3): δ 143.1, 142.9, 141.4, 
141.1, 140.7, 131.9, 131.4, 131.2, 130.7, 129.7, 129.5, 129.1, 
128.4, 128.0, 127.3, 126.9, 121.4, 118.9, 110.7, 94.2, 91.8, 87.6, 
79.7, 56.7, 50.2, 21.3; HRMS (ESI-TOF) m/z: [M+H]+ Calcd. 
for C32H28NO3S 506.1789; Found 506.1786. 
 
(S,SS)-1-(2-(Methoxymethoxy)-4-(4-methoxyphenyl)-1-
phenylbut-3-yn-2-yl)-2-(p-tolylsulfinyl)benzene 5d/5d´. The 
product was obtained as 70:30 diastereomeric mixture  follow-
ing the standard procedure from 3d and benzyl bromide 4a and 
was purified by preparative thin layer chromatography using a 
mixture of EtOAc/hexane 15:85 as eluent. 
Major diastereomer: Yellow oil (30 mg, 50% yield), [α]D20 -
289 (c, 0.68, CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.20 (dd, 
J 8.0 and 1.4 Hz, 1H), 7.61-7.53 (m, 2H), 7.52-7.39 (m, 3H), 
7.35 (dd, J 7.9 and 1.4 Hz, 1H), 7.28-7.17 (m, 3H), 7.16-7.06 
(m, 3H), 6.98 (dd, J 7.5 and 2.0 Hz, 2H), 6.92-6.84 (m, 2H), 
5.31 and 4.40 (AB system, 2H) 3.83 (s, 3H), 3.78 and 3.69 (AB 
system, 2H), 3.35 (s, 3H), 2.36 (s, 3H); 13C NMR(75 MHz, 
CDCl3): δ 158.7, 143.2, 142.9, 141.3, 141.0, 136.9, 131.5, 
130.3, 129.7, 129.1, 128.8, 128.7, 128.3, 128.3, 127.1, 126.7, 
123.6, 121.9, 116.5, 112.8, 94.1, 91.2, 88.2, 80.6, 56.6, 55.0, 
50.1, 21.4. HRMS (ESI-TOF) m/z: [M+H]+ Calcd. for 
C32H31O4S 511.1943; Found 511.1935. 
 
(S,SS)-Triisopropyl(3-(methoxymethoxy)-4-(3-
methoxyphenyl)-3-(2-(p-tolylsulfinyl)phenyl)but-1-
ynyl)silane 5e. The product was obtained as >98:2 diaster-
omeric mixture following the standard procedure from 3h and 
3-methoxybenzyl bromide 4e and was purified by preparative 
thin layer chromatography using a mixture of EtOAc/hexane 
15:85 as eluent.  
Major diastereomer: Colorless oil (32 mg, 51% yield), [α]D20 
-140 (c, 0.5, CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.25 (dd, 
J 7.9 and 1.4 Hz, 1H), 7.57 (dd, J 7.2 and 5.5 Hz, 2H), 7.54-
7.45 (m, 2H), 7.33 (t, J 7.8 Hz, 1H), 7.29-7.20 (m, 2H), 7.04 (t, 
J 7.9, 1H), 6.73-6.68 (m, 1H), 6.59 (d, J 7.4 Hz, 1H), 6.37-6.29 
(m, 1H), 5.12 and 5.00 (AB system, 2H), 3.64 (s, 3H), 3.40 (s, 
3H), 2.87 and 2.56 (AB system, 2H), 2.35 (s, 3H), 1.09-1.02 (m, 
21H); 13C NMR (75 MHz, CDCl3): δ 158.7, 143.4, 142.8, 141.5, 
140.9, 136.9, 130.0, 129.8, 129.3, 128.9, 128.3, 127.2, 126.4, 
123.6, 116.8, 112.2, 105.0, 94.1, 93.2, 81.4, 56.6, 55.0, 49.9, 
21.4, 18.5, 11.2; HRMS (ESI-TOF) m/z: [M+H]+ Calcd. for 
C35H47O4SSi 591.2964; Found 591.2956. 
 
(S,SS)-1-(3-(Methoxymethoxy)-1-phenylhepta-1,5-diyn-3-
yl)-2-(p-tolylsulfinyl)benzene 5f/5f´. The product was ob-
tained as an inseparable 55:45 diasteromeric mixture (29 mg, 
52% yield) following the standard procedure from 3a and 1-
bromo-2-butyne 4f and was purified by preparative thin layer 
chromatography using a mixture of EtOAc/hexane 15:85 as el-
uent.  
 
Diastereomeric mixture (55:45): Yellow oil, [α]D20 -120 (c, 
2.0, CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.13 (dd, J 7.6 and 
1.8 Hz, 1H), 8.02-7.94 (m, 1H), 7.92-7.87 (m, 1H), 7.84-7.77 
(m, 1H), 7.63-7.42 (m, 13H), 7.39-7.25 (m, 6H), 7.25-7.13 (m, 
4H), 5.45 and 4.89 (AB system, 2H), 5.38 and 4.59 (AB system, 
2H), 3.47 (s, 3H), 3.46 (s, 2H), 3.43-3.32 (m, 1H), 3.21-2.98 (m, 
3H), 2.34 (d, J 5.1 Hz, 6H), 1.75 (bs, 5H); 13C NMR (75 MHz, 
CDCl3): δ 145.0, 144.6, 143.9, 140.7, 140.5, 140.3, 132.0, 
132.0, 130.5, 130.3, 129.7, 129.6, 129.6, 129.5, 129.1, 129.0, 
128.5, 128.4, 127.9, 127.7, 127.2, 126.7, 126.1, 126.0, 125.1, 
121.9, 93.6, 93.4, 90.7, 90.5, 87.5, 87.2, 80.8, 80.2, 79.6, 78.0, 
74.2, 74.0, 57.0, 56.8, 35.3, 33.8, 21.4, 21.3. HRMS (ESI-TOF) 
m/z: [M+H]+ Calcd. for C28H27O3S 443.1680; Found 443.1681. 
 
(S,SS)-1-(3-(Methoxymethoxy)-1-phenylhex-5-en-1-yn-3-
yl)-2-(p-tolylsulfinyl)benzene 5g/5g´. The product was ob-
tained as an inseparable 70:30 diasteromeric mixture (35 mg, 
64% yield) following the standard procedure from 3a and allyl 
bromide 4g and was purified by preparative thin layer chroma-
tography using a mixture of EtOAc/hexane 15:85 as eluent.  
Diastereomeric mixture (70:30): Yellow oil; 1H NMR (300 
MHz, CDCl3): δ 8.23-8.05 (m, 2H), 7.73 (dd, J 7.3 and 1.8 Hz, 
1H), 7.61-7.37 (m, 12H), 7.35-7.11 (m, 8H), 5.89-5.66 (m, 1H), 
5.27-5.20 (d, J 6 Hz, 1H), 5.10-4.85 (m, 2H), 4.74-4.63 (d, J 5 
Hz, 1H), 3.53-3.39 (m, 3H), 2.35 (m, 3H); 13C NMR (75 MHz, 
CDCl3): δ 146.0, 143.6, 143.9, 140.7, 140.5, 140.3, 132.0, 
132.0, 130.5, 130.3, 129.7, 129.6, 129.6, 129.5, 129.1, 129.0, 
128.5, 128.4, 127.9, 127.7, 127.2, 126.7, 126.1, 126.0, 125.1, 
 
 
 
121.9, 93.6, 93.4, 90.7, 90.5, 80.8, 80.2, 79.6, 78.0, 74.2, 74.0, 
57.0, 56.8, 48.8, 48. 6, 35.3, 33.8, 21.4, 21.3; HRMS (ESI-TOF) 
m/z: ([M+H]+ Calcd. for C27H27O3S 431.1680; Found 431.1681. 
 
 (S,SS)-1-(2-(Methoxymethoxy)-4-phenylbut-3-yn-2-yl)-2-
(p-tolylsulfinyl)benzene 5h/5h´. The product was obtained as 
80:20 diastereomeric mixture following the standard procedure, 
without 18-crown-6 ether, from 3a and methyl iodide and was 
purified by preparative thin layer chromatography using a mix-
ture of EtOAc/hexane 15:85 as eluent. 
Major diastereomer: Colorless oil (29 mg, 56% yield), [α]D20 
-220 (c 1.0, CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.00-7.95 
(m, 1H), 7.67-7.62 (m, 1H), 7.57-7.50 (m, 2H), 7.49-7.41 (m, 
4H), 7.38-7.23 (m, 6H), 7.22-7.14 (m, 3H), 5.43 and 4.79 (AB 
system, 2H), 3.40 (s, 3H), 2.34 (s, 3H), 1.96 (s, 3H); 13C NMR 
(75 MHz, CDCl3): δ 142.2, 144.0, 142.8, 140.4, 132.0, 130.8, 
129.6, 128.9, 128.4, 128.3, 128.0, 126.0, 125.5, 122.1, 94.5, 
93.3, 89.1, 75,4, 56.2, 29.7, 21.4; HRMS (ESI-TOF) m/z: 
[M+H]+ Calcd. for C25H25O3S 405.1524; Found 405.1525. 
 
(S,SS)-Triisopropyl-3-(methoxymethoxy)-3-(2-(p-
tolylsulfinyl)phenyl)hepta-1,5-diyn-1-yl)silane 5i/5i´. The 
product was obtained as 91:9 diastereomeric mixture following 
the standard procedure with 18-crown-6 ether, from 3h and 1-
bromo-2-butyne 4f and was purified by preparative thin layer 
chromatography using a mixture of EtOAc/hexane 15:85 as el-
uent. 
Major diastereomer: Colorless oil (36 mg, 66% yield), [α]D20 
-63.81 (c 0.83, CHCl3); 1H NMR (300 MHz, CDCl3) δ 8.12 (dd, 
J = 7.8, 1.7 Hz, 1H), 7.91 (dd, J = 7.7, 1.7 Hz, 1H), 7.56 – 7.39 
(m, 4H), 7.18 (d, J = 7.9 Hz, 2H), 5.35 and 4.44 (AB system, 
2H), 3.40 (s, 3H), 3.27 (dq, J = 16.4, 2.4 Hz, 1H), 3.13 (dq, J = 
16.1, 2.4 Hz, 1H), 2.33 (s, 3H), 1.74 – 1.63 (m, 4H), 1.12 (s, 
21H). 13C NMR (75 MHz, CDCl3) δ 144.5, 144.2, 140.1, 139.9, 
129.9, 129.4, 129.3, 128.1, 126.3, 125.9, 104.5, 93.1, 92.6, 81.2, 
79.7, 73.9, 56.7, 35.4, 21.2, 18.5, 11.1. HRMS (ESI-TOF) m/z: 
[M+H]+ Calcd. for C31H43O3SSi 523.2702; Found 523.2698. 
General Procedures for the Cleavage of MOM Group of 3. 
Method A.14a To a stirred solution of 3 (80 mg, 0.2 mmol, 1 
equiv) in CH2Cl2 (5 mL) cooled at 0 ºC ZnBr2 (66 mg, 0.3 mmol, 
1.5 equiv) and n-PrSH (53 μL, 0.6 mmol, 3 equiv) were added. 
The mixture was stirred at 0 ºC for 20 min and at room temper-
ature until the reaction was completed (TLC). The mixture was 
diluted with CH2Cl2 (10 mL) and a saturated solution of Na-
HCO3 (5 mL) was added. The organic layer was washed with 
brine, dried (Na2SO4) and the solvent was evaporated. The res-
idue was purified by flash column chromatography using a mix-
ture of EtOAc/hexane as eluent. 
Method B.14b To a stirred solution of 3 (40 mg, 0.2 mmol, 1 
equiv) and 2,2’-bipyridyl (468 mg, 0.3 mmol, 3 equiv) in 
CH2Cl2 (5 mL) cooled at 0 ºC under argon atmosphere TMSOTf 
(363 μL, 0.2 mmol, 2 equiv) were added. The mixture was 
stirred at 0 ºC for 30 min and at room temperature until the re-
action was completed (TLC). Then, the mixture was diluted 
with water (5 mL) and CH2Cl2 (5 mL) until the pyridinium salt 
disappeard (TLC). The mixture was extracted with CH2Cl2, 
dried (Na2SO4) and the solvent was evaporated. The residue was 
purified by flash column chromatography using a mixture of 
EtOAc/hexane as eluent.     
 
(R,SS)-3-Phenyl-1-(2-(p-tolylsulfinyl)phenyl)prop-2-yn-1-ol 
6a. The product was obtained following the general procedure 
A or B from 3a and was purified by flash column chromatog-
raphy using a mixture of EtOAc/hexane 2:8 as eluent. The prod-
uct is a white solid (46 mg, 65% yield by method A and 25 mg, 
70% by method B). 
Prepared through method A. [D20 -175 (c 0.5, acetone); 1H 
NMR (300 MHz, CDCl3): δ 7.83-7.80 (dd, J 7.5 and 1.5 Hz, 
1H), 7.73 (dd, J 7.8 and 1.5 Hz, 1H), 7.54 (d, J 8.1 Hz, 2H), 
7.43 (dtd, J 21.6, 7.4 and 1.5 Hz, 2H), 7.34-7.21 (m, 5H), 7.16 
(d, J 8.0, 2H), 6.07 (bs, 1H), 3.45 (bs, 1H), 2.27 (s, 3H); 13C 
NMR (75 MHz, CDCl3): δ 142.4, 141.2, 141.1, 139.9, 131.8, 
131.6, 130.1, 129.5, 128.7, 128.3, 128.0, 126.1, 125.5, 122.3, 
88.1, 87.2, 61.3, 21.4. HRMS (ESI-TOF) m/z: [M+H]+ Calcd. 
for C22H18O2S 346.1028; Found 346.1035. 
 
(R,SS)-3-(Naphthalen-2-yl)-1-(2-(p-tolylsulfinyl)phenyl) 
prop-2-yn-1-ol 6b. The product was obtained following the 
general procedure A from 3h and was purified by flash column 
chromatography using a mixture of EtOAc/hexane 2:8 as elu-
ent. The product is a white solid (39 mg, 58% yield), mp 125-
127 ºC. 
Prepared through method A. []D20 -170 (c 0.6, acetone); 1H 
NMR (300 MHz, CDCl3): δ 7.99 – 7.69 (m, 7H), 7.64 – 7.43 
(m, 7H), 7.37 (dd, J 8.5 and 1.6 Hz, 1H), 7.18 (dd, J 8.3 and 3.0 
Hz, 2H), 6.15 (d, J 3.8 Hz, 1H), 4.68 (s, 1H), 3.50 (bs, 1H), 2.25 
(s, 3H); 13C NMR (75 MHz, CDCl3): δ 142.6, 141.7, 141.1, 
139.7, 132.9, 132.7, 131.8, 131.6, 130.0, 129.5, 128.2, 127.9, 
127.8, 127.7, 126.8, 126.6, 126.1, 126.0, 125.7, 119.3, 88.1, 
87.7, 61.5, 21.3; HRMS (ESI-TOF) m/z: [M–H2O] Calcd. for 
C26H19OS 379.1157; Found 379.1158. 
 
General Procedure for the Desulfinylation of Sulfoxides 5.  
To a stirred solution of sulfoxide 5 (0.106 mmol, 1 equiv) in 
THF (10 mL) cooled at -78º C under argon atmosphere a 1.7M 
solution of t-BuLi (0.425 mmol, 4 equiv) was added and the 
mixture was stirred at this temperature for 15 min. When the 
reaction was complete (TLC), a saturated aqueous NH4Cl was 
added and the mixture was extracted with EtOAc. The organic 
phase was dried (Na2SO4) and evaporated. The residue was pu-
rified by preparative thin layer chromatography using a mixture 
of EtOAc/hexane 5:95 as eluent. 
 
 
 
 
(R)-(2-(Methoxymethoxy)but-3-yne-1,2,4-triyl)tribenzene 
7a. The product was obtained (33 mg, 90% yield) following the 
standard procedure from 5a.  
Colorless oil, [α]D20 -36 (c 0.5, CHCl3); 1H NMR (300 MHz, 
CDCl3): δ 7.58 (dt, J 7.6 and 1.7 Hz, 2H), 7.47 – 7.39 (m, 2H), 
7.32 (dd, J 6.2 and 2.3 Hz, 6H), 7.18 (dd, J 4.5 and 2.0 Hz, 3H), 
7.09 (dq, J 5.1 and 1.9 Hz, 2H), 4.88 and 4.79 (AB system, 2H), 
3.46 and 3.19 (AB system, 2H), 3.36 (s, 3H); 13C NMR (75 
MHz, CDCl3): δ 141.8, 136.0, 131.6, 131.1, 128.6, 128.3, 128.0, 
127.9, 127.3, 126.7, 126.5, 122.5, 93.6, 90.2, 87.94, 79.6, 56.3, 
51.59; HRMS (ESI-TOF) m/z: [M+(NH4+)] Calcd. for 
C24H26NO2 360.1963; Found 360.1971. 
 
(R)-(3-(Methoxymethoxy)but-1-yne-1,3-diyl)dibenzene 7b. 
The product was obtained (36 mg, 85% yield) following the 
standard procedure from 5h.  
Colorless oil, [α]D20 -35 (c 0.64, CHCl3); 1H NMR (300 MHz, 
CDCl3): δ 7.76 – 7.67 (m, 2H), 7.52 (dd, J 6.9 and 3.2 Hz, 2H), 
7.35 (qt, J 7.7 and 4.2 Hz, 6H), 4.97 (dd, J 6.3 and 1.8 Hz, 1H), 
4.77 (dd, J 6.4 and 1.8 Hz, 1H), 3.42 (s, 3H), 1.89 (s, 3H); 13C 
RMN (75 MHz, CDCl3) δ 143.6, 140.7, 131.7, 130.7, 129.5, 
128.9, 128.6, 122.1, 92.3, 85.5, 70.4, 32.1.  
 
General Procedures for the Cleavage of MOM Group of 5. 
These compounds were prepared following the general proce-
dures A or B for the cleavage of MOM group described previ-
ously. 
 
(S,SS)-1,4-Diphenyl-2-(2-(p-tolylsulfinyl)phenyl)but-3-yn-2-
ol 8a. The product was obtained following the general proce-
dure A or B from 5a (50 mg, 0.104 mmol)and was purified by 
flash column chromatography using a mixture of EtOAc/hex-
ane 2:8 as eluent (27 mg, 60% yield by method A and 23 mg, 
50% by method B). 
Prepared through method A. White solid, [α]D20 -227 (c 1.0, 
CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.29 (dd, J 7.9 and 1.4 
Hz, 1H), 7.73 (dd, J 7.8 and 1.4 Hz, 1H), 7.63 and 7.18 
(AA’BB’ system, 4H), 7.54 (td, J 7.6 and 1.4 Hz, 1H), 7.42 (dd, 
J 7.5 and 2.0 Hz, 3H), 7.32 (tt, J 6.3 and 4.6 Hz, 8H), 3.64 and 
3.39 (AB system, 2H), 2.85 (bs, 1H), 2.32 (s, 3H); 13C NMR 
(75 MHz, CDCl3): δ 144.2, 144.1, 141.6, 140.7, 135.1, 131.7, 
131.2, 130.5, 129.7, 129.5, 128.9, 128.5, 128.2, 127.8, 127.5, 
126.5, 126.3, 122.0, 90.1, 88.8, 75.7, 51.1, 21.3; HRMS (ESI-
TOF) m/z: [M+H]+ Calcd. for C29H25O2S 437.1570; Found 
437.1580. 
 
(S,SS)-4-Phenyl-2-(2-(p-tolylsulfinyl)phenyl)but-3-yn-2-ol 
8b. The product was obtained following the general procedure 
A or B from 5h (50 mg, 0.123 mmol)and was purified by flash 
column chromatography using a mixture of EtOAc/hexane 2:8 
as eluent (29 mg, 65% yield by method A and 31 mg, 71% by 
method B). 
Prepared through method A. White solid, [α]D20 -226 (c 0.42, 
CHCl3); 1H NMR (300 MHz, CDCl3): δ 8.09 – 8.03 (m, 1H), 
7.70  (dt, J 5.5 Hz and 3.5, 1H) 7.53 and 7.16 (AA’BB’ system, 
4H), 7.47 – 7.34 (m, 4H), 7.41 – 7.36 (m, 2H), 7.31 – 7.24 (m, 
3H), 3.30 (s, 1H), 2.32 (s, 3H), 1.73 (s, 3H); 13C NMR (75 MHz, 
CDCl3): δ 143.7, 143.6, 143.2, 140.7, 131.7, 130.7, 129.5, 
128.9, 128.6, 128.2, 126.8, 126.4, 126.2, 122.1, 92.8, 85.5, 70.6, 
32.4, 21.3. HRMS (ESI-TOF) m/z: [M+H]+ Calcd. for 
C23H21O2S 361.1262; Found 361.1254. 
 
(R)-1,2,4-Triphenylbut-3-yn-2-ol 9a. The product was ob-
tained from 8a (19 mg, 60% yield) following the general proce-
dure for the desulfinylation reactions described previously. 
Colorless oil, [α]D20 +2.05 (c 0.4, CHCl3); 1H NMR (300 MHz, 
CDCl3) δ 7.70 - 7.68 (m, 1H), 7.67 - 7.65 (m, 1H), 7.45 – 7.39 
(m, 3H), 7.39 – 7.37 (m, 1H), 7.36 – 7.30 (m, 4H), 7.28 (dd, J 
= 2.8, 2.0 Hz, 4H), 3.25 (s, 2H).  13C NMR (75 MHz, CDCl3) δ 
144.15, 135.90, 131.65, 131.01, 128.53, 128.29, 128.14, 
127.88, 127.77, 127.03, 125.63, 91.0, 87.35, 73.64, 51.98. 
HRMS (ESI-TOF) m/z: [M-H2O] Calcd. for C22H17 281.1330; 
Found 281.1331. 
 
 (R)-2,4-Diphenylbut-3-yn-2-ol 9b. The product was obtained 
from 8b (26 mg, 84% yield) following the general procedure for 
the desulfinylation reactions described previously. 
Colorless oil, ee 97% by HPLC, [α]D -8.25 [0.4, CHCl3],  (lit.6a 
[α]D +5.2 [2.5, CHCl3] ee 61% for the (S) isomer; lit.6b [α]D -4.0 
[1.85, CHCl3] ee 53%; lit.6c [α]D -6.0 [0.66, CHCl3] ee 86%); 1H 
NMR (300 MHz, CDCl3): δ 7.74 (dd, J 7.5 and 2.0 Hz, 2H), 
7.49 (dt, J 7.2 and 3.4 Hz, 2H), 7.44 – 7.28 (m, 6H), 2.45 (bs, 
1H), 1.88 (s, 3H); 13C NMR (75 MHz, CDCl3): δ 145.8, 131.8, 
128.6, 128.6, 128.4, 128.0, 125.2, 122.8, 92.6, 85.2, 70.6, 33.4. 
HPLC condition: CHIRALCEL OJ 250 x 4.6 mm 10 µm, 10% 
isopropanol in hexane, 1.0 mL/min. TR = 15.13 (major).  
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